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T t^j^smim M att* " d ■ Mto ^ A * |d Am|des 

The present invention relates to novel n************ — — »• a0efc 
acid amides ot formula . below. .. relates to me preparation of these substances and to 
agrochemica, compositions comprising a, leas, one of moss compounds as aouve 
ingredient The invention reia.es aiso to .he prepared of .he aaid composes and to toe 
Z of toe compounds or of toe composes in compiling or prevents toe .nfestabon o, 
plana by phytopatoogenic microorganisms, especially fungi. 

The invention rela.es to N^ryhoydoalkylldeny^hydroxy. and o-alkoKy acetic acid amides 
of the general formula I 



R,— O 




(I) 



including toe optical isomers thereof end mixtures of such isomers, wherein 
R, is hydrogen, C,-C s a!!cytC c Pi S all«nyl : CrC, 2 alkynyl; C,-C„haloalkyl; 
R S Is hydrogen; C-Calkyll C,-C«haloalkyl; CrCsalkenyl or GrC 5 alkynyl; 

complg CCalkyl. CCalkonyi. CCalKynyi. M ««**«^ 
phenyl and phenylCCalkyl. where all toese gtoupa may be suba.Ku.ed wito , one orrnore 
halogen atoms; C.C**oxy. CaXiaJkanyioxyi CO^Ikynyloxy; o*0**HV*+*. 
C, WMA C*H» CChaloalkyltoio, CC^KyteuKonyi; formyi; O, .C^lkanoyl. 
hydmxyi cyano; nltro; amino; Calamine; C.-Wialkylamino; carboxyl; CCalkoxyca, 
bonyl; C-C^lkenyloxycarbonyl and C^Calkynyloxycaroonyl; or 
A is a 1 2-cyclohexylidene or 1 ,2-cyclopropylldene bridge, 

R4 is hydrogen Ci-Cgalkyl; CrCaelkenyl; CrCaalkynyi; CVCBcycloalkyl; Ca-CecycloalkyI- 
C^C jkyl; C^yfthio; C-Calkyisulfonyl; C-Calkoxy. C^lkenyloxy; C3.Caikyny.0xy; 
cUjoalkoxy; C^lkoxy^kyi; C,-C 8 a,koxycarbonyl; C^ikenytoxycarbony 
C U^kynyloxycarbonyl; C-CaiKanoyl; O^aikyiamlno or C^lkylemmo, where n In 
1 LalM.alkenyl. alkynyl or cycloalkyi moiet.es may be pa-usliy or fuliy haiogenated; or 
is carboxyl; fomiyl; halogen; nltro; cyano; hydroxy or amino; and 
R 5 is hydrogen; C,-C 8 aikyi; C.C.alkenyl; CVC s alkynyl; Cycloalkyi; .^eycloal- 
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Re is propargyl. 

Z U W .ne.udea fluo.no, omorfce. brom,ne and .edme. 

» mo tftf. atKany, or aflrynyl pads o. other ^ ^ _ part of 

Oepen* 8 upon me number o, c— ^ ^ propyl , ^ 

or - elemen , o, other groups ie, .or example, etnyny., 

1 -ethyl-2-butynyl or octyn-1 -yl. or morQ substitue nts 

perhalogenated. 

:r:=r:===r~------ 
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tniadiezCy., triazo*., pyridy,, pyndaz,ny1, ^^^J^, be02othia . 

linyl and naphthyridinyl. 

==£2========- 

alkenyloxycarbonyl or alkynyloxycarbonyl. 

c c alkvnyt CrCscycloalkyl; C^Cscyctoalkyl-C^kyl; CrC 8 aiky.th.o. * u 8 Ky 
C 2 -C 8 alkynyi, u 3 y » 9 ikvnvtoxv C 3 -C 8 cycloalkoxy; CrCaalkoxy-d^alkyl, 

^:-jr=rrr^:." — 

forrnyl; halogen; nitro; cyano; hydroxy or ammo. 

Cyc.oa.ky, is, depending upon the number of carbon atoms mentioned. cyCopropy, cyc.o- 
butyl. cyclopentyl, cyclohexyl. cycloheptyl or cyclooctyl. 

^ntain one or more (identical or different) halogen atoms, and for 
A haloalky. group m y c«*n one or mo ( ^ ^ 

example may stand for CHCfe, CHiF, 0013, <^na 

CH 2 Br, CHCIBr, CF3CH2. etc.. 

^ '„„o. at least one asymmetric catbon atom and/or at least one asymmetric 



S !flse PF-70102A . PC T/EP03/08057 



bond, geometric isomerism may also occur. Formula I .s 
possible isomeric forms and mixtures thereof. 

Preferred subgroups of compounds of formula I are , «~ — • 
R1 is hydrogen; C,C 12 a.kyl, C 2 -C 12 a.kenyl; or C.-C.alkyny., 
R1 is hydrogen; C^alM or CrCsalkynyl; or 

R n is hydrogen or QrCsalkynyl; or 
R t is hydrogen or propargyl; or 

r, is propargyl; or 

R 2 is hydrogen or Ci^alkyl; or 

R 2 is hydrogen; or substituted by one 

Rs Is phen*. naphthy.. ««* - "^J^ZZ** cL>- 

to fc ee subs*uen.s se.ec.ed «. the group « 

r^ony,; hatogen; cyano; n«ro end , ed by one to ^ee 

R3lsphenylop.onellyeubstotedbyone.ott. trif , uoromethy ,,« l uorome- 
conprising methyl ethyl meU,oxy, fluoro, chlorc. bron*,, phenyl W 
thyWoorW.uorome.hoxy-. or ^ subsBtuente selected from the group 

R, is phenyl optionally substituted by one lo two subs tm,ent 

romethylthio or trif luoromethoxy; or 

Aisor1,2-cyclohexylidene;or c «alkvny»; Ci-C 8 alkylthio; 

«. r r alkvl- Ci-Cshaloalkyl; C 2 -C 8 alkenyl, C 2 -C 8 aiKynyi, 

LV C Calkanoyl; formyl; halogen; nitro; cyano or hydroxy; or 

*'£ZTZ* Chalky, C^alkoxy; ****** « or 
R, is hydrogen; methoxy or ethoxy; or 
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R 5 is hydrogen; d-Calkyi; C^haloalkyl. C^alkoxy; C.-C.alkoxycarbonyl; C,C 4 a»- 
kanoyl; f ormyl; halogen; cyano or hydroxy; or 

R 5 is hydrogen; C-C^alkyH halogen or cyano; or 
R 5 is hydrogen. 

Further preferred subgroups of the compounds of Mm* ' « mose 
« R, Is hydrogen; C^iyt ft-C^alkenyl; C-C^ikyayl or C-Chaloalky.. «* " 
Hydrogen end R3 is phen* nap«hy. or heteroaryl formed by 1 or 2 ,K,e- or *™-*«^ 
nngs containing 1 .0 4 identica, or dmeren. heteroatoms selected from oxygen, n,.rogen or 
suL wherein eeoh eromatic rings is option* mono- or pofy-subsatuted wrth COMM. 
C CO** CCcydealkyi. W CCrfikenytoxy. 

^taUxy. C T^io. CC^ysuHony,. CC^oy, C^"^"* 
C^Wl C^Ceatkynyioxycarbonyl, C.C.diatkytam.no. 

j^ein in um the aiky,. — * -** - <**- * "* may b ° * e t 

gena«ad. orw«h hatogen. n»ro. oyano, hydroxy or amino; and Ais a - 
1 2-oyo.op^pyiidene bridge, end R, is hydrogen; DrQM C^Catkenyi; MM 
££yL*; <V««*( C.^sul.onyl; C^Koxy; 

C^lkenyioxy; C^alkynyloxy; CVCacycioalkoxy. C^aalkoxy-C-C^ M; C,-C*l- 
koxycarbonyf; CVCaikenyioxyoamonyi; C^ikynytoxycamonyt; M Cv-C**- 
aZ-mino or C-CaKyiamino. wherein in turn me aHryi. alkenyl, alkyny. or oyoioaiKyi mo,e- 
X be partfai* or .u,,y haiogenated; or is camoxyl; .ormyl; haiogen; Ntt cyano; hyd, 
oxy or amino; and Rs is hydrogen; C-Catky.; CrCafkenyi; 
e^CMt M*W C^lkytaulfonyi; C^alkoxy; 
^Jkynyfoxy; CC^yCoaiKoxy, C^oxy-C-Caikyt; C^koxycarbonyl; C,C,a ke- 
„ y ,oxyca*ony1; C^alkynyloxycarbonyi; C^ikanoyi; C^ialkytammo °r Or*** 
amino, wherein in turn the aikyl, aikenyl. alkynyi or cydoaikyl moieties may be parbaffy or 
tally halogenated; or Is oarboxyt. formyl; haiogen; nitro; oyano; hydroxy or ammo; and Re 

r a R^ hydrogen. C-C^tkyl. MM »r OH***-** and Ra is hydrogen and 
R 3 is pheny.. naphthyt, fury., thienyl. *-»* --?W. W«* W* - ** 

benzomienyl, benzothiazotyi, ohinoDnyl. pyrazofyl, indotyl, benzimidazoiyi or pyrro iyl. 
wnerein eaoh 0. the aromatic rings ts optional* substituted wtm 1 .0 3 subsMuen^ se.ected 
(r0 m CCsaikyl. Ca-Calkenyt. OtttyM* M** C,.O e aikytmio. C,.C s aikoxyoar- . 
bonyl CCJtaloalxyt. C.C^aloalkoxy, C-Chaloalkylthio, halogen, nrtro or oyano; and A ,s 
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« mhMuBdane or 1 2-cyclopropylidene bridge, and R4 is hydrogen; C*G*ltyl. 
hlionen- nitro- cyano o, hydroxy, and R s Is hydrogen; C-Calkyl; C-Chaloalkyl. 

^XT^x^ 

T R Thldrogen, COM - - is * * 
h „„?IsCe?w «h 1 «o SsubrtUuen* se.ec.ed trom CAM 

1,2cyciopropy c.alkvl- halogen or cyano; and R 6 is propargyl ; or 

1 J one»Jsubs«uen te se.ected ,rom the group comprising methyi. ethyl. n« 
C « ». broroo, phenyi, ^uo^y^ or «— o,; end A ,s 

^ctohaxyiidene; and R. is hydrogen or methoxy; and Rs la hydrogen, .and R. . 

rSaWt and Rz ,s hydrogen; and Ra ,s phenyl op«onal* subs*u<ed by one to 
1 su^Zel l*d ,roro ore group composing nuoro, chk.ro and bromo, ons p en* 
X* by one substHuen. seieoted from t. group coropnsmg «-* eth*. 

merhoxy. phenyi, «K»roma*y.. WiuoromethyKhio or Wiuoromettoxy; and A . 

"-cyolohexylLe; and R. I. hydrogen or me«hoxy, and R s I. hydrogen; and R, rs 

propargyl. 

^pheny^^ 
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evclohexvfl-acetamide, _ 

2^mphenyo-^ 

y ny loxy-acetamide . 

Certain a+ydmxy- and o-alkoxy add derivatives with a distinct chemical struct™ have 
LeTpropcld mr contmlllng p^esh^e fun* * example in WO ^7 and 
WO 96/17840). The ecrion of those preparations Is net, however, satisfactory m all aspe«s 
o, agriculture! needs. Surprisingly, with me compound structure of formula .. new lands of 
microbiocldes having a high level of activity have been found. 

The N-aryl-heteracyclyDdenyl- and N^^ycloalkylidenyl-o,hyd ro xy- end o-aikoxy acid 
amides of formula I may be obtained according to one of the following processes: 
a) 



r,-o 




An a-hydroxy- or «-alkoxy acid of formula II or a oartxrxyi-activated derivative of an ..-hydr- 
oxy- or a-alkoxy add of formula II wherein R„ ft and ft are as defined for formula I, Is 
reacted with an amine of formula .II wherem A, ft. ft and ft, are as defined for formula I. 
optionally in the presence of a base and optionally in the presence of a diluting agent. 
Carboxyi.acriva.ed derivatives of the a-hydroxy- or a-alkoxy acid of formula » encompasses 
ail compounds having an abated corboxyl group like an acid halide. such as an acrd chlo- 
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ride or an acid fluoride, like symmetrical or mixed anhydrides, such ^^™ X ^^^^j^^' 
v^O^ona.es.nKeacflva.ede^ 

clnM des,e re ,asw : = 

u Thomived anhydrides o1 the a-hydroxy- or a-alkoxyacrasoiu 
orophosphate. The m.xed anhydna chloro formic 

si as miony, chioride or phoephorous pemachioride. or with orsamc ha^es. euoh 

" ro tTZ a ml hydroxys or a mate, camonare, pre.erenfle.iy an a*a» hydrox.de or 

, n frnm 80 to +150 °C, preferentially at temperatures ranging from 
temperatures rangjng from -80 to +iou h> 



-40 to +40 °C. 



-12 



condensatlng agents, such asdicyclonexyic ben zotriazoM-yl N,N,N',N'- 

ytoxy -,H S <di m e«hy,an»n 0 ,pho S ph 0 n I u m hexafluoropho^hate^O^nzotna y 

Lfeentametnyiene)— nexatluorophcsphate, ^*^ e ^ ^^^jj^ 

(te le« uronlum Hexa^ophosp^a. ^^^^^ 

thy1uro „ lum be—phcspnate orben**n -"W^ J d8 0 L „ , 

can be prepared by reaotron of a a-hydrcxy- a a.koxy ^ 
acid esters tike cmcrcformtc acid alters, such as aminei 
formate, epecn* in the presence o^an orgamc or ,nc*an« * N ^ e . 

fryt-morphollne. The acd ha„de o. the hyd » ^ ^ 

— — -rrzrr.rtrrrr: 

tetrahydrofuran or water. It is also poss.Die to . c base , lke a tertiary amine, 



-40 to +40 °C. 
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b) 




Cor^nds-oHorm^ 

defined lor formula 1, with a compound of formula IV whe.e,n R 
w* h me exception o, hydrogen and where X Is a leevlno croup £ 

N N-diisopropyt-ethytamine, pyrfdine, N-methyl-plpendlne or 
c) q 




Y — R 8 



(V) 



c c- 

W 



O— R a 
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ted-butordde or potesslum ted-— -temperatures rangmg .rem -80 ,o +2 0 C. 
preferentially at temperatures ranging from 0 to +120 °C. 

Prepara ,ono,eompoundso,,ormu,a,,, 

series where A is phenylidene yielding the aromete ammes of formula Ilia, but 
simulating a model fo, an aryl or an aromatio heterocyene bndge: 



"9 /=t=\ „• HJ» 




and one example of the cyclohexylidene series where A is cydohexylldene yielding the non- 
:l^eo f fom,ute,...a b o — saturated or unsaturate, ey* attd 



heterocyclic bridge: 
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0 =V-o- K < x > 

-^^^^^, art those of formulae ,.1a and mb. have been 
I^Tor *e synthesis of me nove, aceve Ingredients o, .o-a , They consefufe 
another feature of present invention. arir i r are as defined for formula I 

derivative of formula VII wherein R4, Rs and Re are as aetineo 
lide o, formula V, wherein X Is a hatogen. preference,* brom,ne « -d~ u *er ^ 
condKlone of me Suzuki coupling, according .0 know, procedures (Y. Mrura a... Syr, 
,995.1419; M .Hirdetal.Syn;e l t19M.43 8 , defined for formula I is 

,«W Wilev 2001 P M0B2) together^ 

5 ed.,WUey,20Ui,p. i a 0 Qnri R are as defined for formula I under 

where.n R4, Rs and R 6 are as on Qf 

pressures ranging from 1 to SO ban and temperatures rangrngfrom 0 to C p 
"tkly at temperatures ranging from +20 to +100 

«Z A 1 nttro-a-aryl-trydohexyl derivetive of formula X, wherem R., Rs and Re are as 
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ranging Irom -40 to +120 °C. 



^rirrr^r^rr 

especially well tolerated by plants, 
against phytopathogenic fungi. 

The neve, compounds o. formufe . P-ove * be e«eCve e 8 e,ne, spec*. genera 
The neve, oomp cercosoora), Basldlomycetes (e.g. Puoclnla) and 

occur in the soil. 

' The invent ,e,a,es a,so .o condone con^na contends e. - as adve 
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ingredient, especialfy planting -I"—* - * * 6 * ** ^ 

cultural sector or related fields. 

- a * e in c s rrr rL m r:r ^ 0™. 



- o„L, fomafoes, potafoes, paprM; .au.ao.ae (avocado, — 

Zhor, ana plantssuch asfobacco. nufs, caffee. sugarcane, fee. pepper, vrnes. hops, 
bananas and natural rubber plants, and also ornamentals. 

The compounds of .ormula . are normally used In fheform o, oomposWons and can , be^ 
» ma area or plan. .0 be aeated simultaneously or In success™ w,fh <*«•*» 

promoting sdiuvants oustomsrily employed In formulation technology. 

Tbe compounds of formula I canbe mixed with other fungicides, 
rexZed synergist aerifies, e.g. synergist enbancemen. of the b,o,o g ,ca, effect., 
unexpecteasynerg additives to the compositlone compnsing the 

Pre ,erredac,rva = 
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my — ^rt^ritToCi 

======== 

«* morphoHnas, such as dodemon*. (enp^W 'J* p^ahanU; pyrrolas, 

trtdemorph; anUlnopyrimidinas, such as cyprodmO. , , metelaxy1 , 

such as tanp.c.onn and audio** phany^das. such as Pana^ ^ ^ 
R-metalaxyl, Curaca and oxadix* han^daz o,aa such - « ^ 

^ as BordsauxnrUUrra. copper ^"^^^^-^1-* 

*—»»*. «^ 3 trzi — ». 

azole, propamocarb, pyroquilon, proqulnazH, qulnoxyfan. qumtoz 
Mazoxide. MM «cyc<azola, triforfne, vandamydn. or zoxam,da. 

Su^car^andsuda^ 

.ertHssrs. Such carriers and addWvas ara descrtoed, for exampta, ,n WO 9S/30651 
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orby coating them with a solid foimulation. 

The comoounds of fotmula I ara used in unmodified torn, or. preferably, together with tha 

P pow Z dul granules, and by anca P su,a«on h e.g.polymer ~ 
ives and the prevailing circumstances. 

Advantageous rafes o, appiicadon ara normalfytrom 1 g .o * * - ^ 

When used as seed dressings, rates of from 0.001 g to 1 .0 g of act.ve 
seed are advantageously used. 

The rormuiationa, i.e. are compositions, preparers or rnbduras "^J^T* 
surface-active compounds (surfactants). 

Furth er sunaotanfs ousfomartfy uaad in formulaffon fechnofogy wf« be Known to me peraon 
awed in the art or oan be found in the relevant tachnioal literature. 

Theeg^ca^oe^^ 

^^SS-^^" ,o25%by 

weight, of a surfactant. 
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^«hiv he formulated as concentrates, the end user 
Whereas commercial products w.ll preferably be formu.aiea 

will normally employ dilute formulations. 

viscosity regulators, binders and tackifiers, as wen » 
for obtaining special effects. 

The following Examples illustrate the. 



invention described above, without limiting the scope 



D eration gxa mBlgs fnr compounds of formula ,U 
P^^n-P^mole A1 2^4 ^rophPnvlVN-(3'-meth o> 



OCHa 



ient-2- 




76 8 ml (300 mmo.) tert-Butyldipheny.chlorosi!ane are added to a solution of 40.61 g (200 
76.8 ml (300 mm ^ ^ ^ d{ch , orometnane a t 

mmoM-bromoguaiacol and 27.<w g ^uu / ,m..t a Hi«ith 
^r L mixture is stirred for 4 hours at room temperature. The solutren is dtluted with 
CH cTand eZed 1 300 m, water. The so*en, o, the o„an,o phase ,s evapedated 
^res-d^^ 

i H mmq (P.nnU. 300 MHzll 1 .1 5 (s, 9 H, t-Bu), 3.55 (S, on, 1 
( 2m, 1 H, ar). 6.66 (s. 1H, ar), 7.3-7.5 (m, 6H, ar), 7.65-7.75 (m, 4H. ar). 
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PCH 3 

HO 



X5 



ZZZ 9^ (203 4 mmoi) (4.bromo.2Hne.hoxy^enoxyHertWphenyi-s, te ne over a 
After uLr30m.nu.es a.-78-C. 140.9 rol ,810.4 mmoi, .n,sopropyl- 
penod of 30 minutes. Mixer T h* mixture is allowed to warm up to room 

4-(tert-butyl-diphe^^ aad ,s .so.ated as a g 

solid (m.p.1 93-1 96°C). 



/=\ / ,0H = o 

i^_^\_ 0 _S,^C.H.-t 



A so,u.ion o. 17.89 9 (44.0 mmoO Mte^^hen^c^^me^e^oro 
lid 8.89 B (31.45 mmoi, 2 -.odoan,,,ne, 17.4 g ,125.8 mmoi) KaCO, and 425 mg 
« mo^ Pd(OAc), ,n 140 ml THF and 80 ml H*0 is heated to reflux for 20 hours. After 
lo ie mMut is ...rated over oeiKe and concennaled. The res,due is dlssoKred ,n 

sLe is subjected to W acelale/hexane 1 :9). Y eld. 4 -(«* 

:;,d, P hen«,,^^ 

i ||MMP frnn., BOO MHzV 1.15 (s, 9 H, t-Bu), 3.55 (s, 3 n, UWie,, 
7.05 - 7.15 <m, 2H, ar), 7.30 - 7.50 (m, 6H, ar), 7.75 (m, 4H, ar). 

^i-r A'- (»Art.Ri itvM ip hon V 1 - R ' llanvlo> 
prnr>-2-Vr iY l " v Y- arfitam ' de 
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C<H,-t 



„ M . . /j n. 33 mmo0 is added to a solution of (4-chloropheny«-prop-2-ynyloxy- 
-TS^ure 5=dta TeW aiT^mTarnpara**. -de, a nitrogan atmosphara. 

^tS^W- 1 H. CH.CEC), 4.09 (a. 1H), 6.83 - 8.72 (m. 22H, a,, NH>. 



acetamide 



OCH 3 




-OH 



Aao,^oMOSg05«^^ 

^4-cMo ro phanyl)-2-prop- 2 -ynytoxy-acata m ,da and 24.5 fl C77.S mmoQt J 
lm Lrtda in 200 ml o. diohioromathana is stirrad .or 4 hours at roonr tamparature. Attar 

u.„u am Ho wn_2-nroD-2-ynyloxy-acetamide,m.p. 140 -i^ v,. 
(4';hydroxy-3'-metho> t y-b 1 phany 1 -2-y0 2 prop 2 y y y 

^^gjCDCh.SOOMHjll 2-48 (t, 1 H, 0=CH). 3.89 (s 3 H, OM). 

4 10 (dd. 1H. CHsCEC). 5.03 (s. 1H), 6.84 - 8.22 (m, 12H, ar, NH). 
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■ fl AsoluUonof 1.3g(3.1 2 ( * 7 0 ro m ^J fa1Msolutio „ o , sodium me.hox.de 

«* 60 (6 ™ e ,„ 50 ml „ met hanol Is heated to 
in methanol and 0.5 g (4.7 mnrt 2-pentynyl * ^ otga . 

re ,,ux .or 3 hours. AKer cooling, the reaction m M ure * f-^ The rental 
nfc iayer is washed w«h orine. dried over sodrum eulfa, toy** 2-(4-eh.oro. 
prod uC to subbed to fiash-chromarography (a** «~* j 
phenyl)-N-(3^e.hoxy^pan.-2.ynyloxy*iphenyl-2^ 

yellow oil. _ H v « 50 (t -\u CECH), 3.88 (s, 

6.88- 8.78 (m,12H,ar,NH). 

. «= A1 1 described above the compounds of formula I 

According to the Preparation -Example A1 .1 descnoeo 

may be obtained. 

^hown-2-Drnr g »rv'"VY- a ^ tamiqe . 





O-CH3 



A mixture of 50 fl of ^ethoxy^-hydroxy-^ifrosVene. 1.0 g (9.1 mmoi, of 

A naxture 8 o( iSWwttldten e in 200ml toluene .a made at -78 C. 

nydro ch,none and5 . 0« -o . ^ ^ „ 

me L allows ,o ohtain >^^;^^^Z^U °CH». 

^^^r s ( ::r^e^ia.,.73«dd.iH, 



ar),6.85(d, 1H, ar). 
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0-CH3 

-OH 

' Q °" N 7 mmol) 0 f fran^-methoxy-^S-nitro-cyclohex-S-enyO-phenol 
lln 300 ml methanol 8.4 g (33.7 mmo. of mixture is hydrogenated 

are solved. To this solution 500 mg of 10 % Rter Cel and 

at room temperature for 6 hour, The mature was ^^J^ olieym)be uoU 
^evaporation-o^^ 
as a light yellow solid. (s 3H> OCH3)> 

^^^^ 

4.62 (td, 1H), 6.65 (d. 1H. ar). 6.69 (dd, 1H, ar), 6.83 (d, 1H. ar). 

-^^^.(P-Amino rvHohnyylV?-methoxy-pheiiol 
^ 0-CH3 

-OH 




,x rt f me thoxy-4-(2-nitro-cyclohexyl)-phenol is prepared 

A solution of 8.5 g (33.8 mmol) of frans-2-methoxy 4 ^ rf 

meth ox^h.no.a.a.l B h.ye«ow«oM. ^ ((J 

MMB£biJ 0 2 MH^ 1 .20 - 2.10 (m, 8H, CH2). 2.17 ( , 
3H, OCH3), 6.72 (6. 1H. «). 6.79 (dd, 1H, ar), 6.89 [d. 1H, ar). 

» „ ^ m rmn-" f>i-hvHrr>v Y-3-met ^"vv-phenvl>- 
hj o^ A-ninhlorophe nv D-P-hydroxy-N-ffrans 2 (4 j}yg_-JL- 

r yrfohexy '1-a cetamide 
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. „ « ,4 o k mmn n of DL-3 4-dichloromandelic acid, 3.0 g 
Toastirredsol U tionot3.0g(13.5mmol)o1DL-3.4-a. 8a ( 13 5mmol)of 

M 3 5 mmoO of fra ns^(2-amlno.cyc.ohexyl)-2-methoxy-phenol and 1 .8 g (13.5 m , 

[frans-^ nyui y - ftU v « 7fi / s aH OCH 3 ). 3.93 (m, 1 H). 4.67 (s, 

iM-MMR fCDCk^ Mi^l-^ - 2-24 (m, 10H), 3.76 (S. 3H. OOn 3 ,. 



1H). 5.42 (d. 2H), 6.47-7.21 (m, 6H, ar). 




. , «o„ of 0 6 a (1 4 mmol) of 2 .(3,4^ichlorophenyO-2*yd ro xy^f«^4-hyd roX y-^ 

h «n«.. v extracted with two 1 00 ml portions of ethyl acetate. The comb.ned 
solution and finally extracted wnn two k subjected to 

obtain 2-(3,4-dichlorophenyl)-2-hydroxy-N-[frans-2-(3-metnoxy P w 
cyclohexyll-acetamide. c=Cl-», 3.75 (bs, 

f^^^*>. 4.01 (m, 1H), 4.70 (s, ,H). 4.76 (d, 2H, CHaC—C), 5.42 <d. 
1 H), 6.54 - 7.26 (m, 6H, ar). 

n To a stirred so W on of OA 9 (0.85 mmo,, of 2-(3,4-dic h .o ro pheny 1 ).24,yd ro xy -N-t^ 
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sod,™ hyd-orfdo so,u«on and 5 „,g C — ^ 

is added 018g (0.85 mmol) of propynyl tosylate dunng 1 hour. Upon compie 

^^lS^3.87 (s, 3H, OCHW, 3.97 (m, 1H). **» 4.74 »«. 

CH;CHCy. 6.32-(arTH, NH).-6.7S^7.43-(fn, 6H, ar). 

Acoo*g .0*0 oxa m p.o A1 .2 doscdbod ahovo «. compounds „s t ed ,n Ufc.0 A, aro 
obtained. 



Table A2: 



PCH 3 




Ana,ogous,y to .ho ahovo Examp.os mo lowing compounds o. Tab.es , ,o 50 may ho 
prepared. In the tables Ph means phenyl. 

jabje_2_t Compounds represented by the Formula ,.02 wherein the combination of the 
groups ft. R* Bs and R 6 corresponds to.eaoh row In table A. 
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«?4 

R 6 (I02) 



Table4_; Corepounds presented by I.M '•<» * e ""^ °' ' h9 

groups R„ FU. B» and R, corresponds to each row in table A. 



(I.04) 



-SSncoSp^ndil^^ 

groups R„ B* Rs and R. corresponds to each row in table A. 



n r, 



TabJeJLi Compounds represented by the Formula ..08 wherein the combination of the 
groups Ri, FU, R 5 and Re corresponds to each row in table A. 



Tabi e10: Compounds replented by the Formula 1,0 wherein the combination of the 
groups R, R4. Rs and R 6 corresponds to each row in table A. 



•Re (MO) 



compounds represented by the Formula L12 wherein me combination of the 
groups R„ FU> Rs and Re corresponds to each row In table A. 

9* 



F Rs 



Tab ,e 1 4 : Compounds represented by the Formula 1.14 wherein the combination of the 
g^oupTivRj, Rs and R 6 corresponds to each row in table A. 
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C ' 1 ntPrf bv the Formula 1.16 wherein the combination of the 

Table 16 : Compounds represented by the Formu,a 

groups Rl , Fu, R 5 and R 6 corresponds to each row ,n tabie A. 



(1.16) 




ft. R 5 and ft corresponds to each row ,n tabie A. 



(1.20) 



j ,. crmnia 1 22 wherein the combination of the 
Table 22 : Compounds represented by the Formula 1.22 whe 

^P^, ft. ft and ft corresponds to each row* table A. 
-^^„ ft, ft and ft corresponds to eachrow in table A. 




O— R 6 



(1.24) 



^^ercompoundsrepresentedby^e Formulae wherein the combination o, the 
^^Tft". ft, ft and ft corresponds to each row in <ab.e A. 
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(1.26) 

n v ' " 

HC ~ R 1 Rs 

3 , ^ a. c«rmnia 1 28 wherein the combination of the 

Table 28 : Compounds represented by the Formula 1.28 where 
^Z^ u R 4 . Rs and R 6 corresponds to each row in table A. 

Q 



. ... ■-- b^rthvlhe Formula 1.30 wherein the combination of the 

Table 30 : Compounds represented by the rormuia 

~p7^, R 4 , Rs and Re corresponds to each row in table A. 



Tab ,e 3* : Compounds represent * ft. Formuto L32 where* me common o, *e 
FU, B. and Re corresponds to eaoh ro» in table A. 

^-.^A^-^ ,u,> 

R, R s 

«Lri bv the Formula 1.34 wherein the combination of the 
Tabje34_: Compounds represented by the pormuia 

FU, R 5 and R 6 ccrresponds to each row in table A. 



Jt*rt bv the Formula I.36 wherein the combination of the 
Table 36 : Compounds represented by the i-ormu.a 

^rZ, R S and R 6 corresponds to each row in table A. 



\jr^ (,36) 



R 5 



a n**H bv the Formula I.38 wherein the combination of the 
Table 38 : Compounds represented by the Formu,a 

' ^pT^, Rs and Rs corresponds to each row in table A. 
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R. R < 



Table 40 : Compounds represent by the Formula ..40 wherein the eomblnatlpn o, «he 
FU, R, and Rs corresponds to each row In table A. 



Tabie 4aTC0^unds«pr^byW MOT A* •» common of the 
FU, R 5 and Re corresponds to each row in table A. 

a ^^" (U2> 
compounds replanted by the Formu,a ,44 wherein the combination of the 
groups R„ R* Rs and R 6 corresponds to each row in tab.e A. 



(1.44) 



impounds 'represented by Z Formu,a ,46 wherein «ba oombma-.on tf the 
groupe R„ P* FU and R, corresponds to each row In labia A. 

Compounds'represented by me Formula 1.48 wherein the combination o. ma 
groups R„ R.. Rs and R. corresponds io eaoh row in table A. 



(1.48) 

Tab ,e 50 : Compounds represented by Z Formufc 1.50 wberaln ft. combination o, ,be 
groups R„ ft. R. and R. corresponds to eaoh row in «*. A. 
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(t.50) 



In 



Table A the designation Ph stands for phenyl. 



Table A 



H 




r o-& 6 



024 



071 
096 



179 



184 



189 
194 



204 



214 



224 



H- 



CH 3 - 



"639 I CH3-CH2- 



H- 



~054 HCHCCHr |H- 



H- 



3-CH3-O- 
3-CH3-O- 



3-CH3-O- 



"121 I CH3-CH2- _ 
I46 HCsCCHa- I 3-CH 3 -0- 



T64 f H3CC2CCH2- 3-GH3-O- 



3-CH3-O- 



CHF 2 - 



3-CH3-O- 



CF 3 - 



3-CH3-O- 



CF3-CH2- 
3 CH 2 CH 2 - 



~m 1 (CH 3 ) 2 CH- 



H- 



"209 I CH 3 - 



CH 3 CHr 
HC=CCH 2 - 



3-CH3-O- 
3-CH3- 



3-CH3-O- 



3-CH3-CH2-O- 



3-CH3-CH2-O- 



3-CH3-CH2-O- 
3-CH3-CH2-0"- 



Rs 
hT- 



H- 



H- 



3-CH 3 - 



H- 



H- 
H- 



H- 



H- 



H- 
H~- 



H- 



H- 



H- 



-CH 2 -CSCH 



-CH 2 -C5CH 



I -CH 2 -C=CH 



-CH 2 -CHCH 



I -CH 2 -C5CH 



-CH 2 -CsCH 



-CH2-C2CH 



-CH2-C5CH 



-CH 2 -C5CH 



-CH 2 -C5CH 



-CH 2 -C=CH 



-CH 2 -CSCH 



-CHa-CsCH 
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F or—s may be prepared ananas* » those desedbed ,n. .or exam P ,e. 
WO 95/30651. 



Etiolo gical E vampies 

, nci dence ,s assessed. ^ ^ ^ p|asmopara vWcola 

Compounds o. Tables 1 » *4 exb 9 ^ ^ |WW 

p,ants are infected by the phytopathogenic fungi to over 80 /„. 
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Ccmpoun so, Tab^ .0 ln(estatjon ln ^ 
bythephytopathogenicfungitoover80%. 

at +18 -C and 95% , h. in a growth chamber .he disease ™d. 
Fungal infes.a<ion is e«eo«vely con.ro.led wim oompounds of Tables 1 to 4* 
Compounds 6.^6. and 8.146 a. 200 ppm Inhibit .unga, in.es.abon ,n >ea*« 
B0% while under the same eondKons untreated eon.ro, pian* a. .n.eCed by «he 
phytopathogenic fungi to over 80%. 
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